Experimental Section
Optical rotations were measured on a Polartronic D polarimeter. IR spectra were recorded on an Avater-360 spectrometers. UV spectra were obtained on a UV-2401 spectrophotometer. 1D and 2D NMR spectra were run on Bruker AM-500 or JEOL JNM-A300 spectrometers. HRESIMS were obtained on a Bruker APEX II mass spectrometer. Silica gel (200 300 mesh, Qingdao Marine Chemical Factory; Qingdao, China) was used for column chromatography. The dried barks (21.4 kg) were milled and extracted three times with 95% EtOH (3 × 60 L) for 2 h each time, with the solvent removed under reduced pressure. The 95% ethanolic extract was suspended in water, then it was partitioned with CHCl 3 (3 × 4 L) and n-BuOH (3 × 4 L) successively. The CHCl 3 -soluble fraction (17.8 g) was concentrated and subjected to silica gel (400 g) column (8 × 70 cm) chromatography eluting with a petroleum (60 90°C) (PE)-acetone (AC) (10:1, 8:1, 6:1, 4:1, 2:1, 1:1, each 10.0 L) gradient system to yield frs. 1 6.
After recrystallization of fr. 2 (1.0 g) with PE-AC, 3 (25 mg) was obtained. Fr. 3 (0.2 g) was further purified by Sephadex LH-20 column (2 × 80 cm) chromatography eluted with CHCl 3 -CH 3 OH (1:1) to yield 4 (15 mg). Fr. 4 (0.5 g) was further purified by recrystallization from CHCl 3 , to afford 5 (52 mg). Fr. 5 (0.1 g) was further purified by Sephadex LH-20 column (2 × 80 cm) chromatography eluted with CH 3 OH to yield 6 (1.8 mg). Fr. 6 (0.2 g) was further purified by semi-preparative HPLC (CH 3 OH:H 2 O, 20:80) to afford 7 (9.1 mg, t R = 12.1 min).
The n-BuOH-soluble fraction (198.2 g) was concentrated and subjected to silica gel (2.5 kg) column (15 × 100 cm) chromatography eluting with a CHCl 3 -CH 3 OH (100:1, 100:2, 100:4, 100:8, 100:16, 100:32, 100:50, 100:100, each 10.0 L) gradient system to yield frs. 1 8. Fr. 2 (2.0 g) was chromatographed on a silica gel column (2 × 80 cm, 100 g) eluting with PE-AC (5: fr. 5-1 (1.1 g) with CHCl 3 -CH 3 OH, 11 (60 mg) was obtained. Fr.5-2 (1.2 g) was purified by semi-preparative HPLC (CH 3 OH:H 2 O, 37:63) to afford 12 (12 mg, t R = 15.5 min). Fr.5-3 (2.8 g) was purified by semi-preparative HPLC (CH 3 OH:H 2 O, 5:95) to afford 13 (36 mg, t R = 8.6 min) and 14 (23 mg, t R = 10.1 min). Fr. 6 (16 g) was chromatographed on a silica gel column (5 × 80 cm, 320 g) eluting with CHCl 3 -CH 3 OH (10:1, 10 L) to afford frs. 6-1 (2.5 L), 6-2 (2.5 L), 6-3 (2.5 L) and 6-4 (2.5 L). Fr. 6-2 (2.2 g) was further purified by Sephadex LH-20 column (4 × 70 cm) chromatography eluted with CH 3 OH to yield 15 (520 mg). Fr.6-3 (2.8 g) was purified by semi-preparative HPLC (CH 3 OH:H 2 O, 10:90) to afford 16 (17 mg, t R = 22.5 min) and 17 (8 mg, t R = 27.2 min). Fr. 6-4 (0.8 g) was further purified by Sephadex LH-20 column (2 × 80 cm) chromatography eluted with CH 3 OH to yield 18 (58 mg). Fr. 7 (12 g) was chromatographed on a silica gel column (5 × 80 cm, 300 g) eluting with CHCl 3 -CH 3 OH (4:1, 10 L) to afford frs. 7-1 (2.0 L), 7-2 (4.0 L), 7-3 (2.0 L) and 7-4 (2.0 L). Fr. 7-2 (2.3 g) was further purified by Sephadex LH-20 column (4 × 70 cm) chromatography eluted with CH 3 OH to yield 19 (20 mg) and 20 (15 mg).
Determination of sugar component
1. Acid Hydrolysis:Compounds 1 and 2 (2 mg each) were heated in 3 mL of 10% HCl-dioxane (1:1) at 80 °C for 4 hour. After the dioxane was removed, the solution was extracted with EtOAc (3mL × 3) to yield the sugar and the aglycone, respectively.
Determination of Sugar Component:
The sugar components in the aqueous layer left after hydrolysis were analyzed using silica gel TLC by comparison with the standard sugars. The solvent system was CHCl 3 -MeOH-H 2 O (8:5:1), and spots were visualized by spraying with 95% EtOH-H 2 SO 4 -anisaldehyde (9:0.5:0.5, v/v) followed by heating at 120 °C for 10 min. For sugars of 1 and 2, the R f of glucose in TLC was 0.30. The results were confirmed by GC analyses of methyl sugar peracetates. The aqueous layer was evaporated, dissolved in anhydrous pyridine (100 µL The test compounds were added to murine peritoneal macrophages at final concentrations of 10 5 mol/L. After incubated at 37 °C, 5% CO 2 for 1 h, they were stimulated with LPS at final concentration of 1 mg/L, then incubated at 37 C, 5% CO 2 for another 12 h. The amount of prostaglandin E 2 (PGE 2 ) in supernatants was measured with radioimmunoassay (RIA) method using PGE 2 RIA kit (PLA General Hospital; Beijing, China). 
